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(54) BULK SINGLE CRYSTAL PRODUCTION FACILITY EMPLOYING SUPERCRITICAL AMMONIA 

(57) There is provided an apparatus comprising an 
autoclave 1 for preparing a supercritical solvent pj g . . 

equipped with a convection control means 2 for estab- 
lishing a convection flow, wherein the dissolution zone 
1 3 where a feedstock 1 6 is located above the convection 
control means 2 and the crystallization zone where a 
seed 1 7 is located below the convection control means 
are formed. 

A convection flow rate of the supercritical solution 
between the dissolution zone 13 and the crystallization 
zone 14 is determined by the degree of opening of the 
convection control means 2 and the temperature differ- ajr |n|et 

ence between the dissolution zone 13 and crystalliza- (blower) 
tion zone 14. Accordingly, the supercritical solution, in 
which the nitride has a negative temperature coefficient 
of solubility is supplied from the dissolution zone 13 to 
the crystallization zone 14 in which a seed is located 
through the convection control means 2 so that nitride ajr jn|et 

crystal is selectively grown on the seed by maintaining (blower) 
supersaturation of the supercritical solution with respect 
to the seed at the predetermined raised temperature. In 
the apparatus according to the present invention, the 
concentration of the supercritical solution is controlled 
below a certain level so as not to allow spontaneous 
crystallization, so that a nitride bulk single crystal can 
be obtained. 
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Description 

Technical Field 

s [0001] The present invention relates to an improvement of an apparatus for obtaining a nitride bulk single crystal by 
crystallizing from supercritical solution on a seed. 

Background Art 

10 [0002] A method of obtaining a nitride bulk single crystal by recrystallizing from supercritical ammonia-containing 
solution is disclosed in Japanese Patent Application No. 2002-1 43449. The apparatus for obtaining a nitride bulk single 
crystal using supercritical ammonia-containing solution comprises an autoclave for preparing supercritical solvent 
equipped with a convection control means for establishing a convection flow, and mounted inside a furnace unit 
equipped with a heating device and a cooling device, 

15 wherein the furnace unit is controlled to have a predetermined temperature gradient within the autoclave by the 

heating device and/or cooling device, 

wherein the convection control means for establishing convection flow comprises at least one horizontal baffle 
having a central opening and/or a space between the baffle and an inner wall of the autoclave, and separating the 
dissolution zone where a feedstock is located above the baffle from the crystallization zone where a seed is located 

20 below the baffle. 

[0003] Furthermore, it is found that a convection flow rate of the supercritical solution between the dissolution zone 
and the crystallization zone may be determined by a degree of opening of the convection control means and a tem- 
perature difference between the dissolution zone and crystallization zone etc. 

[0004] The result of the inventors' research shows that a growth rate of 1 0 u.m/h or more is required for commercially 
25 manufacturing of nitride. It is also found to be necessary that nitride is dissolved in the supercritical solvent containing 
ammonia and at least alkali metal ions to make the supercritical solution, in which the nitride has a negative temperature 
coefficient of solubility and the supercritical solution is supplied from the dissolution zone to the crystallization zone 
where a seed is located through the convection control means so that nitride crystal can be selectively grown on the 
seed arranged in the autoclave by maintaining supersaturation of the supercritical solution with respect to the seed at 
30 the predetermined raised temperature and controlling below a certain concentration so as not to allow spontaneous 
crystallization. 

Disclosure of Invention 

35 [0005] An object of the present invention is, therefore, to provide an autoclave in which a convection flow rate can 
be controlled for growing a nitride bulk single crystal. 

[0006] Another object of the present invention is to provide an autoclave in which contamination by impurities from 
the autoclave outer wall can be prevented. 

[0007] Furthermore, the other object of the present invention is to provide an autoclave in which a commercially 
40 valuable growth rate can be attained. 

[0008] These goals can be achieved by the invention based on a technique of an ammono-basic growth of a crystal 
which comprises a chemical transport in a supercritical ammonia-containing solvent containing at least one mineralizer 
for imparting an ammono-basic property, to grow a nitride single crystal; 

[0009] The apparatus comprises an autoclave 1 for prepari ng supercritical solvent equipped with a convection control 
45 means 2 for establishing a convection flow, and mounted inside a furnace unit 4 equipped with a heating device 5 and 
a cooling device 6, 

wherein the furnace unit 4 is controlled to maintain a predetermined temperature gradient within the autoclave 
by the heating device 5 and/or cooling device 6, 

wherein the convection control means 2 comprises at least one horizontal baffle 12 having a central opening 
so and/or a space between the baffle and an inner wall of the autoclave, and separating the dissolution zone 13 where a 
feedstock 16 is located above the baffle from the crystallization zone where a seed 17 is located below the baffle, 

wherein a convection flow rate of the supercritical solution between the dissolution zone 1 3 and the crystallization 
zone 1 4 is determined by a degree of opening of the convection control means 2 and a temperature difference between 
the dissolution zone 13 and crystallization zone 14, 
55 wherein nitride is dissolved in the supercritical solvent containing ammonia and at least alkali metal ions to make 

the supercritical solution, in which the nitride has a negative temperature coefficient of solubility and the supercritical 
solution is supplied from the dissolution zone 13 to the crystallization zone 14 in which a seed is located through the 
convection control means 2, so that nitride crystal is selectively grown on the seed arranged in the autoclave by main- 
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taining supersaturation of the supercritical solution with respect to the seed at the predetermined raised temperature 
and controlling below a certain concentration so as not to allow spontaneous crystallization. 

[0010] In the technique of an ammono-basic growth of a crystal, it is found that the crystal growth may be influenced 
by the composition and concentration of the supercritical ammonia-containing solution, the temperature difference 

5 between the dissolution zone and the crystallization zone, the location and area of the baffle by which a convection 
flow rate is controlled basing on the temperature difference, the filling ratio of ammonia and the ratio of surface area 
of the seed with respect to that of the feedstock etc. Furthermore, according to the present invention, a convection 
flow rate of the supercritical solution between dissolution zone 13 and crystallization zone 14 can be determined by 
the convection control means 2 and the temperature difference, therefore nitride crystal can be selectively grown on 

10 the seed by maintaining supersaturation of the supercritical solution with respect to the seed and controlling below a 
certain concentration so as not to allow spontaneous crystallization. 

[0011] Moreover, supercritical ammonia-containing solution containing alkali metal ions has an excellent solubility, 
thereby it is possible to decrease contamination by impurities from the autoclave inner wall if a lining of metal such as 
Ag, Mo, Fe or Ta, or alloy thereof is applied to an inner wall of the autoclave. 

15 [0012] The convection control means is used to create a temperature gradient difference between the dissolution 
zone and the crystallization zone, and the form and area of the convection control means can be varied by the volume 
of the autoclave and the ratio of inside diameter to the total length of the autoclave. It is preferable that the convection 
control means may be formed within the range of 70% to 90% of the inner cross-sectional area of the autoclave and 
the ratio of opening in baffle may be set at 30% or less. The location of baffle may be adjusted in accordance with the 

20 quantity of the grown crystal and the baffle may be located within the range from 1/3 to 2/3 of the total length of the 
inner autoclave, thereby to adjust the ratio between the dissolution zone and the crystallization zone to a desired value. 
It is preferable that the feedstock is placed in the dissolution zone and the filling ratio of the feedstock is less than half 
of the dissolution zone. In case that the feedstock is in the form of gallium metal, the filling ratio of the feedstock may 
be about 1 1 A of the dissolution zone because the volume of the feedstock will be increased by transforming from gallium 

25 metal to poly-GaN in the crucible. 

[0013] In the area of the convection control means 2, it is preferable that the cooling device 6 is arranged for cooling 
so that it is easier to make a predetermined temperature difference between the dissolution zone 1 3 and crystallization 
14. It Is also preferable that the cooling device 1 8 which can cool the bottom of the flowing area of the crystallization 
zone is placed in the autoclave and thereby rapid cooling function is executed after crystallization. 

30 [0014] Using above constitution of the autoclave, it is possible to improve the growth rate on a seed. It is preferable 
that the ratio of diameter to total length of the autoclave may be set from 1/15 to 7/15, the ratio of opening in the 
horizontal baffle on the cross-sectional area may be set at 30% or less and growth rate on a seed may be 10 u.m/hr 
or more. 

35 Brief Description of Drawings 
[0015] 

Fig. 1 shows a relation between pressure and GaN solubility in the supercritical ammonia containing potassium 
40 amide (at molar ratio of KNH 2 :NH 3 =0,07) at T=400°C and T=500°C. 

Fig. 2 shows a graph illustrating a relation of change in temperature in an autoclave with the passage of time and 

change between a dissolution step and a crystallization step, where the pressure is kept constant. 

Fig. 3 shows a graph illustrating a relation of change in pressure in an autoclave with the passage of time and 

change between a dissolution step and a crystallization step, where the temperature is kept constant. 
45 Fig. 4 is a schematic cross-sectional view of an autoclave and a furnace unit used in this invention. 

Fig. 5 is a schematic perspective view of an apparatus for obtaining a nitride bulk single crystal. 

Fig. 6 shows a graph illustrating change in temperature in an autoclave with the passage of time and a relation of 

change in a dissolution step and a crystallization step in Example. 

so Best Mode for Carrying Out the Invention 

[0016] The apparatus for obtaining a bulk single crystal comprises an autoclave 1 for preparing a supercritical solvent 
equipped with the convection control means 2 for establishing a convection flow, and at least one furnace unit 4 
equipped with a heating device 5 and a cooling device 6 on the autoclave. The furnace unit includes a higher temper- 
55 ature zone 14 equipped with a heating device 4, which corresponds to a crystallization zone in the autoclave, and a 
lower temperature zone 13 equipped with a heating device which corresponds to a dissolution zone in the autoclave. 
It is also possible to use a furnace unit which includes a higher temperature zone equipped with a heating device and/ 
or cooling device, and a lower temperature zone equipped with a heating device and/or cooling device. The convection 
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control means for establishing a convection flow is composed of at least one horizontal baffle having a central opening 
and/or a periphery space so as to devide the crystallization zone from the dissolution zone. Thus, the feedstock is set 
in the dissolution zone, and the seed is set in the crystallization zone, in the autoclave. The convection flow of the 
supercritical solution between the dissolution zone and the crystallization zone is controlled by the convection control 
5 means. The dissolution zone is located above the horizontal baffle, and the crystallization zone is located below the 
horizontal baffle. 

[0017] The apparatus for obtaining a bulk single crystal according to the present invention is illustrated in Fig.4 and 
Fig.5. The main part of the apparatus comprises the autoclave 1 used for preparing a supercritical solvent and the 
convection control means 2 which enhances chemical transport in the supercritical solution within the autoclave 1 . The 

10 autoclave 1 is situated in the chamber 3 of the furnace unit 4 (2 sets), equipped with the heating device 5 and the 
cooling device 6. Position of the autoclave 1 within the furnace unit 4 is secured by a screw blocking device 7. The 
furnace 4 is embedded in the bed 8 and secured with steel tapes 9 tightly wound around the furnace unit 4 and the 
bed 8. The bed 8 with the furnace unit 4 is pivotally mounted on the turntable 10 and secured in the desired position 
by means of a pin securing device 1 1 , so that the convective form and convection flow in the autoclave can be controlled. 

i5 The convection flow of the supercritical solution in the autoclave 1 placed in the furnace unit 4 is established by means 
of the convection control means 2, which is composed of the horizontal baffle 1 2 of a size corresponding to about 70 
% of horizontal cross-sectional area of the autoclave 1 , dividing the crystallization zone from the dissolution zone. The 
horizontal baffle 12 is located approximately in the middle of the autoclave 1 in terms of longitudinal dimension. Tem- 
perature values in each zone of the autoclave 1, falling within the range from 100°C to 800°C, are controlled by a 

20 control unit 15 placed near the furnace unit 4. In the autoclave 1 the dissolution zone 13 corresponding to the lower 
temperature zone of the furnace unit 4 is situated above the horizontal baffle 12. The feedstock 16 is placed in the 
dissolution zone 13 and the amount of the feedstock 16 is such that its volume does not exceed 1/2 of volume of the 
dissolution zone. Simultaneously, when metallic gallium is introduced as a feedstock in crucible, the total volume of 
the crucible should not exceed 1/2 of volume of the dissolution zone. The crystallization zone 14 corresponding to 

25 higher temperature zone of the furnace unit 4 is situated below the horizontal baffle 12. In the crystallization zone 14 
the seed 1 7 is located and the specific position in which the seed 1 7 is placed is below crossing of up-stream convection 
flow and down-stream convection flow, but still above the bottom of the crystallization zone. The cooling device 6-1 for 
cooling is placed within the zone of the convection control means 2. As the result, the predetermined temperature 
difference between the dissolution zone 1 3 and the crystallization zone 1 4 may be controlled. At the level of the bottom 

30 of the crystallization zone there is another cooling device 6-2, used in order to cool down the zone after the crystallizing 
process Is over, so that the dissolution of the grown crystal during the cooling stage after the crystallizing process can 
be remarkably prevented. 

[0018] According to the result of the research, GaN exhibits good solubility in NH 3 including alkali metals or their 
compounds, such as KNH 2 . The graph in Fig.1 presents how solubility of GaN in supercritical solvent depends on the 
35 pressure, for temperature 400°C and 500°C. Here the solubility is defined as the molar percentage: S ra = [GaN solution : 
(KNH 2 + NH 3 )] x 100%. In this case, the solvent is the supercritical ammonia-containing solution in which the molar 
ratio X =KNH 2 : NH 3 is set at 0.07. Solubility S m may be a function of three parameters: temperature, pressure, and 
molar ratio of the mineralizer, i.e. S m = S m (T, p, x). Small changes of AS m can be expressed as: 

40 AS m - (3S m /3T) p x AT + (3S m /ap) Tx AP + (dS m /3x) Tx Ax, 

where the parameters in the partial derivatives, e.g. each coefficient of (9S m /3T) p x and so on, is defined as a temper- 
ature coefficient of the solubility and a pressure of the solubility, and a molar ratio coefficient of the mineralizer. 

45 [0019] As it results form the above graph presented in Rg.1 , the solubility is an increasing function of pressure and 
a decreasing function of temperature. On the basis of these dependences it is possible to obtain GaN bulk single crystal 
by dissolving it under higher solubility conditions and crystallizing under lower solubility conditions. Negative temper- 
ature coefficient of solubility means that in the presence of a temperature gradient the chemical transport of nitride 
occurs from the lower temperature dissolution zone to the higher temperature crystallization zone. Furthermore, it is 

50 also found that other gallium compounds and metallic gallium can be used as a supplier for GaN complex. 

[0020] For example, Ga complex, such as metallic gallium which is the simplest element can be introduced into the 
above solvent. Next, the supersaturation of solution with respect to nitride is obtained by change of physical conditions 
such as heating, so that crystal can be grown on a seed. According to the present invention, it is possible to crystallize 
the desired nitride bulk single crystal on a seed and also to lead the stoichiometric growth of GaN obtained as a bulk 

55 single crystal layer on a seed in the form of GaN crystal. 

[0021] The obtained single crystal may contain alkali metals at the concentration of 0.1 ppm or more since the single 
crystal is grown in the supercritical ammonia-containing solution containing alkali metal ions. In view of maintaining 
the desired ammonobasic character of the supercritical solution, and also in order to avoid corrosion of the apparatus, 
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no halogens are intentionally introduced into the supercritical solvent. According to the present invention, intentional 
replacing of 0.05 to 0.5 Ga by Al or In may be achieved. The crystal lattice constants of the obtained nitride can be 
adjusted by a appropriate modification of the composition. GaN bulk single crystal obtained by the process according 
to the present invention may be also intentionally doped with donor dopants (such as Si, O etc.), acceptor dopants 

5 (such as Mg, Zn etc.) or magnetic dopants (such as Mn, Cr etc.) in concentrations of 1 0 17 to 1 0 21 /cm 3 . The dopants 
may change optical, electrical and magnetic properties of nitride. As for other physical properties, the grown GaN bulk 
single crystal has a surface dislocation density of 1 0 6 /cm 2 or less, preferably 1 0 5 /cm 2 or less, more preferably 1 0 4 /cm 2 
or less, and also has the full width at half maximum of the X-ray from the surface (0002) plane of 600 arcsec. or less., 
preferably 300 arcsec. or less, more preferably 60 arcsec. or less. It is possible to grow a GaN bulk single crystal as 

10 the best which has a surface dislocation density of about lO^/cm 2 or less, and the full width at half maximum of the X- 
ray from the surface (0002) of 60 arcsec. or less. 

(Temperature difference between the crystallization zone and the dissolution zone) 

is [0022] When two zones, i.e., the dissolution zone and the crystallization zone are simultaneously formed in the 
autoclave, supersaturation of the supercritical solution with respect to the seed is maintained by controlling the disso- 
lution temperature and the crystallization temperature. The control is found to be easy by setting the temperature of 
the crystallization zone at 400 to 600°C, and by maintaining the difference in temperature between the dissolution zone 
and the crystallization zone within the autoclave, at 1 50°C or less, preferably 1 00°C or less. Preferably, the adjustment 

20 of the supersaturation of the supercritical solution with respect to the seed is made by providing at least one baffle for 
dividing the internal of the autoclave into a lower temperature dissolution zone and a higher temperature crystallization 
zone, and controlling the convection flow between the dissolution zone and the crystallization zone. Further, when two 
zones, i.e., a dissolution zone and a crystallization zone, between which a specified temperature difference is set, are 
formed in the autoclave, the supersaturation of the supercritical solution with respect to the seed is preferably adjusted 

25 by using an gallium-containing feedstock composed of an GaN crystal having a total surface area larger than the total 
surface area of the seed. 

[0023] The present invention relates to a technique of an ammono-basic growth of a crystal which comprises the 
steps of causing a chemical transport in a supercritical ammonia-containing solvent containing at least one mineralizer 
for imparting an ammono-basic property, thereby growing a nitride single crystal. The terms herein should be under- 
30 stood as having the meanings defined as below in the present specification. 

(Nitride) 

[0024] The term "nitride" in the specification means a compound which includes at least nitrogen atom as a consistent 
35 element, defined as the general formula A^Ga^^N, where 0^x<1 , 0<y<1 , and 0<x+y<1 , and may contain at least 
the binary compound such as GaN or AIN, ternary compounds such as AIGaN, InGaN or also quaternary compounds 
AllnGaN. It is preferable that ALGa^N, where 0<x<1 , is used and it may contain a donor, an acceptor, or a magnetic 
dopant, as required. The term "nitride bulk single crystal" means a nitride single crystal substrate on which an optical 
and electronic device such as LED or LD can be formed by an epitaxial growing process, such as MOCVD, HVPE or 
40 the like. 

(Precursor) 

[0025] The term "a precursor of nitride " means a substance which may contain at least gallium or aluminum, and if 
is needed, an alkali metal, an element of the Group XIII, nitrogen and/or hydrogen, or a mixture thereof, and examples 
of such a precursor include metallic Ga or Al, an alloy or an intermetallic compound of Ga or Al, and a hydride, amide, 
imide, amido-imide or azide of Ga or Al, which can form a gallium compound or aluminum compound soluble in a 
supercritical ammonia-containing solvent as defined below. 

so (Feedstock) 

[0026] The term "feedstock" means a gallium-containing nitride, aluminum-containing nitride or a precursor thereof. 
The process of the present invention is based on an ammono-basic reaction. The feedstock may be GaN or AIN formed 
by HVPE, or GaN or AIN formed by chemical reactions, which originally may contain chlorine, in so far as the ammono- 
55 basic supercritical reaction is not hindered. A combination of nitride which is dissolved in an equilibrium reaction to the 
supercritical ammonia-containing solvent and metallic gallium or metallic aluminum which irreversibly reacts with the 
supercritical ammonia-containing solvent can be used as a feedstock. 

[0027] The control of the reaction for crystallization becomes easy by making use of gallium nitride as the nitride. In 
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this case, GaN single crystal is preferably used as a seed. GaN obtained by flux method or polycrystalline gallium 
nitride poly-crystallized from the supercritical ammonia of metallic Ga can be used as a feedstock for GaN. 

(Supercritical ammonia-containing solvent) 

5 

[0028] In the present invention the supercritical solvent may contain NH 3 or a derivative thereof. The mineralizer 
may contain alkali metal ions, at least, ions of sodium or potassium. The term "supercritical ammonia-containing sol- 
vent" means a supercritical solvent which may contain at least ammonia, and ion or ions of at least one alkali metal 
for dissolving nitride. 

10 

(Mineralizer) 

[0029] The term "mineralizer" means a supplier for supplying one or more of alkali metal ions for dissolving nitride 
in the supercritical ammonia-containing solvent. Mineralizer is introduced in the form of alkali metal compound for 

15 imparting alkali metal or alkali metal ions in the supercritical ammonia-containing solvent. In the view of the purity, it is 
preferable that the mineralizer in the form of alkali metallic azide (NaN 3 , KN 3 , LiN 3 ) or alkali metal (Na, K, Li) may be 
introduced, however, alkali metal amide can be simultaneously used, as required. The concentration of alkali metal 
ions in the supercritical solvent is adjusted so as to ensure the specified solubilities of feedstock or nitride, and the 
molar ratio of the alkali metal ions to other components of the resultant supercritical solution is controlled within a range 

20 froml :200to1 : 2, preferably from 1 :100to1 : 5, more preferably from 1 :20to1 : 8. In case of using the combination 
of two or more elements of alkali metal ions, the rate of crystal growth and crystal quality can be improved more, 
compared with the case where only one element of alkali metal ion is used. Moreover an alkaline earth metal, such as 
Mg, Zn or Cd, can be simultaneously used, as required. Furthermore, neutral element (alkali metal halide), acidic 
element (ammonium halide) may be simultaneously used, in so far as the ammono-basic supercritical reaction is not 

25 hindered. 

(Dissolution of feedstock) 

[0030] Dissolution of feedstock is a reversible or irreversible process where the feedstock is in the form of nitride 
30 compound soluble in the supercritical solvent, for example gallium complex compound or aluminum complex com- 
pound. Gallium complex compound is chemical complex compound, in which a centrally placed gallium atom is sur- 
rounded by NH 3 type ligands or their derivatives, such as NH 2 ', NH 2 ". 

(Supercritical ammonia-containing solution) 

35 

[0031] The term "supercritical ammonia-containing solution" means a soluble gallium or aluminum compounds 
formed by the dissolution of the feedstock in the supercritical ammonia-containing solvent. Based on our experiment, 
we have found that there is an equilibrium relationship between the metallic nitride solid and the supercritical solution 
under sufficiently high temperature and pressure conditions. Accordingly, the solubility of the soluble nitride can be 
40 defined as the equilibrium concentration of the above soluble gallium or aluminum compounds in the presence of solid 
nitride. In such a process, it is possible to shift this equilibrium by changing temperature and/or pressure. 

(Solubility) 

45 [0032] The phrase "negative temperature coefficient of solubility" means that the solubility is expressed by a monot- 
onically decreasing function of the temperature, when all other parameters are kept constant. Similarly, the phrase 
"positive pressure coefficient of solubility" means that the solubility is expressed by a monotonically increasing function 
of the pressure, when all other parameters are kept constant. Based on our research, the solubility of nitride in the 
supercritical ammonia-containing solvent, has a negative temperature coefficient within a range of 300 to 550°C, and 

so a positive pressure coefficient within the range of 1 to 5.5 kbar. For example, as shown in Fig. 2, after dissolution of 
feedstock in an autoclave kept for 8 days at the temperature 400°C (i.e. after dissolution step), crystallization of gallium 
nitride may be achieved by increasing the temperature inside the autoclave to 500°C (crystallization step). On the other 
hand, as shown in Fig. 3, after dissolution of a feedstock at increased pressure in an autoclave kept for 2 days at the 
level of 3.5 kbar (i.e. after dissolution step), crystallization of gallium nitride is achieved by means of reducing the 

55 pressure to 2 kbar in the autoclave 
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(crystallization step). 
(Supersaturation) 

s [0033] The phrase "supersaturation of the supercritical ammonia-containing solution with respect to the nitride" 
means that the concentration of the soluble gallium or aluminum compounds in the above supercritical ammonia- 
containing solution is higher than the concentration in the equilibrium state, i.e., the solubility of nitride. In case of the 
dissolution of nitride in a closed system, such supersaturation can be achieved, according to the negative temperature 
coefficient or the positive pressure coefficient of solubility, by raising the temperature or reducing the pressure. 

10 

(Chemical transport) 

[0034] The phrase "the chemical transport of nitride in the supercritical ammonia-containing solution" means a se- 
quential process including the dissolution of the feedstock, the transfer of the soluble nitride through the supercritical 

is ammonia-containing solution, and the crystallization of nitride from the supersaturated supercritical ammonia-contain- 
ing solution. In general, a chemical transport process is carried out by a certain driving force such as a temperature 
gradient, a pressure gradient, a concentration gradient, difference in chemical or physical properties between the dis- 
solved feedstock and the crystallized product, orthe like. Preferably, the chemical transport in the process of the present 
invention is achieved by carrying out the dissolution step and the crystallization step in separate zones, provided that 

so the temperature of the crystallization zone is maintained higher than that of the dissolution zone so that the nitride bulk 
single crystal can be obtained by the processes of this invention. 

(Seed) 

25 [0035] The term "seed" has been described by way of examples in the present specification. The seed provides a 
region or area on which the crystallization of nitride is allowed to take place and the growth quality of the crystal depends 
on the quality of the seed. Thus, the seed of high quality should be selected. The dislocation density thereof is preferably 
10 5 /cm 2 or less. As a seed, a natural seed obtained from flux method or high pressure method, A-plane, M-plane or 
R-plane seed obtained by bulk single crystal can also be used. Moreover, a seed having a seed surface exhibiting n- 

30 type electrical conductivity doped with Si may be used. Such seed can be produced using processes for nitride crystal 
growth from gaseous phase, such as HVPE or MOCVD, etc. Doping with Si during the growth process at the level of 
10 1B to 10 21 /cm 2 ensures n-type electric conductivity. Moreover, a composite seed obtained by growing AIN or GaN 
deposited on the electric conductive substrate of SiC, etc. may be used. 

35 (Spontaneous crystallization) 

[0036] The term "spontaneous crystallization" means an undesirable phenomenon in which the formation and the 
growth of the core of nitride from the supersaturated supercritical ammonia-containing solution occur at any site inside 
the autoclave, and the spontaneous crystallization also includes disoriented growth of the crystal on the surface of the 
40 seed. 

(Selective crystallization) 

[0037] The term "selective crystallization on the seed" means a step of allowing the crystallization to take place on 
45 the surface of the seed, accompanied by substantially no spontaneous growth. This selective crystallization on the 
seed is essential for the growth of a bulk single crystal, and it is one of the elements of the present invention. 

(Feedstock) 

so [0038] Pellets to be used in the present invention are prepared by molding the powder and baking them so that its 
density is 70 % or more. Higher density is preferable. 

(Temperature and pressure of the reaction) 

55 [0039] The temperature distribution in the autoclave as will be described later in the part of Example is determined 
by using an empty autoclave inside, i.e. without the supercritical ammonia, and thus, the supercritical temperature is 
not the one actually measured. On the other hand, the pressure in the autoclave is directly measured, or it is determined 
by the calculation from the amount of ammonia introduced initially, the temperature and the volume of the autoclave. 
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(Example) 

[0040] High-pressure autoclave 1 (Fig. 9), having the inner diameter of 40mm, length equal to 480 mm (D/L=1/12) 
and volume of 585cm 3 , is charged with 30g of feedstock in the form of GaN in the crucible in the dissolution zone 1 3 , 
5 and GaN seed of the diameter of 1 inch<|> obtained by HVPE method is placed in the crystallization zone 14 of the same 
autoclave. Next the autoclave 1 is filled with 1 ,2g of 6N purity metallic gallium, 23g of 3N purity metallic sodium as a 
mineralizer and 238g of ammonia (5N) and then closed. The autoclave 1 is introduced into the furnace unit 4 and 
heated to 200°C for three days. 

[0041 ] Then the temperature in the dissolution zone 1 3 of the autoclave is increased to 425°C, while the temperature 
10 in the crystallization zone 1 4 is increased to 525°C. The resultant pressure within the autoclave is 2.5 kbar. The auto- 
clave is left under such condition for another twenty eight days, (Fig. 6) As a result of the processes, partial dissolution 
of the feedstock in the dissolution zone 13 and growth of gallium nitride on the HVPE-GaN seed in the crystallization 
zone 1 4 are observed. The total thickness of the both sides of single crystal layer is about 3mm. 
[0042] The processes described below are carried out so as to use the resultant crystal as a substrate. 

15 

1) A single crystal layer of 3 mm thick deposited on a HVPE-GaN seed is put into a furnace and annealed for 1 to 
5 hours in the nitrogen atmosphere, containing low amount of oxygen, at temperature from 600°C to 900°C. 

2) The sample is placed into the wire saw manufactured by Takatori Corp. The sample is positioned with the off- 
angle about 1 degree or less. Then the sample is sliced by diamond slurry, so that 5 slices with the off-angle 

20 between 0.05 and 0.2 degree are obtained. 

3) The sliced samples are put once more into a furnace and annealed again for 1 to 5 hours in the nitrogen at- 
mosphere, containing low amount of oxygen, at temperature from 600°C to 900°C. (The thus prepared sample is 
called GaN substrate.) 

4) The GaN substrate is adhered by adhesive agent on the block for polishing, the block is placed on a polishing 
25 machine manufactured by Logitech Ltd. and the GaN substrate is polished consecutively on each side. In the 

polishing process, diamond slurry and colloidal silica with pH from 3 to 6 or alumina solution with pH from 9 to 11 
are used. The roughness of the obtained surface is 1 0A or less. 

5) Next, a cap layer of less than several urn in the form of GaN or AIGaN is formed on the surface of GaN substrate 
by HVPE method, under the condition as follows, so that a template is obtained. 

30 6) In the next step, on a GaN substrate with the above mentioned cap layer or on a GaN substrate without the cap 

layer, another GaN layer of 3mm thick is formed by HVPE method. After cutting and polishing according to the 
aforementioned procedures the template having the thickness about 0.5mm, suitable for light emitting devices, is 
obtained. 

35 HVPE condition: reaction temperature: 1 050°C, 

reaction pressure: atmospheric pressure, 
partial pressure of ammonia: 0.3atm, 
partial pressure of GaCI: 1 X 10' 3 atm 
hydrogen carrier gas 

40 

[0043] As required, 7) After polishing, the GaN substrate is kept in the supercritical ammonia without mineralizer for 
1 day at 200°C and then the impurity on the surface of the GaN substrate is removed. 

Industrial Applicability 

45 

[0044] High quality nitride bulk single crystal can be obtained from a supercritical ammonia-containing solution. 



Claims 

50 

1. An apparatus for obtaining a bulk single crystal comprising an autoclave 1 for preparing supercritical solvent 
equipped with a convection control means 2 for establishing a convection flow, and mounted inside a furnace unit 
4 equipped with a heating device 5 and a cooling device 6, 

wherein the furnace unit 4 is controlled to obtain a predetermined temperature gradient within said autoclave 
55 by said heating device 5 and/or cooling device 6, 

wherein the convection control means 2 comprises at least one horizontal baffle 1 2 having a central opening 
and/or a space between the baffle and an inner wall of the autoclave, and separating the dissolution zone 1 3 where 
a feedstock 1 6 is located above said baffle from said crystallization zone where a seed 1 7 is located below said 
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baffle, 

wherein a convection flow rate of the supercritical solution between said dissolution zone 13 and said crys- 
tallization zone 14 is determined by a degree of opening of said convection control means 2 and a temperature 
difference between said dissolution zone 13 and crystallization zone 14, 

wherein nitride is dissolved in the supercritical solvent containing ammonia and at least alkali metal ions to 
make the supercritical solution, in which the nitride has a negative temperature coefficient of solubility and the 
supercritical solution is supplied from said dissolution zone 13 to said crystallization zone 14 in which a seed is 
located through said convection control means 2 so that nitride crystal is selectively grown on the seed arranged 
in the autoclave by maintaining supersaturation of the supercritical solution with respect to the seed at the prede- 
termined raised temperature and controlling below a certain concentration so as not to allow spontaneous crys- 
tallization. 

The apparatus for obtaining a bulk single crystal according to claim 1 , wherein the cooling device 6 is placed so 
as to cool an area where said convection control means 2 is located, thereby to provide the temperature difference 
between said dissolution zone 13 and said crystallization zone 14. 

The apparatus for obtaining a bulk single crystal according to claim 1, wherein the cooling device 18 which can 
cool the bottom of the flowing area of said crystallization zone is placed in the autoclave and thereby rapid cooling 
function is operated after crystallization. 

The autoclave according to claim 1 , wherein a lining of metal such as Ag, Mo, Fe or Ta, or alloy thereof is applied 
to an inner wall of the autoclave. 

The autoclave according to claim 1 , wherein said convection control means is located within the range from 1/3 
to 2/3 of the total length of the inner autoclave, thereby to adjust the ratio between said dissolution zone and said 
crystallization zone to a desired value. 

The autoclave according to claim 1 , wherein the feedstock made of gallium metal is placed in said dissolution zone 
and the filling ratio of the feedstock is less than half of said dissolution zone. 

The autoclave according to claim 1, wherein the ratio of diameter to total length of the autoclave is set from 1/15 
to 7/15, the ratio of opening in said horizontal baffle on the cross-sectional area is set at 30% or less and growth 
rate on a seed is 1 0 nm/hr or more. 
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Fig. 1 



Fig. 2 
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Fig. 5 
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